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METHOD OF SELECTION OF ASPHALTENE
PRECIPITANT ADDITIVES AND PROCESS

FOR SUBSURFACE UPGRADING
THEREWITH

FIELD

The present invention generally relates to a process for in
situ upgrading of a heavy hydrocarbon in the presence of one
or more asphaltene precipitant additives.

BACKGROUND

Subsurface upgrading of heavy o1l (HO) has been of
interest to the petroleum industry because of the intrinsic
advantages compared with aboveground counterparts. The
main advantages are lower lifting and transportation costs
from the underground to the refining centers with the poten-
tial increase of the volumetric production rate of wells and
in the value of the upgraded o1l, decrease 1n consumption of
costly light and medium petroleum o1ls used as solvents for
HO production, move estimated and probable HO reserves
to proved reserves, possibility of reducing capital and oper-
ating expenses of upgrader units by performing the upgrad-
ing subsurface and use of porous media (a mineral forma-
tion) as a natural chemical “catalytic reactor” to further
improve the properties of upgraded crude oil. However,
there are significant challenges that must be addressed to
accomplish a successiul downhole upgrading process.

Several methods have been proposed for producing such
heavy hydrocarbons. These methods include the use of
multiple wells including parallel horizontal wells drilled 1nto
water formations beneath the heavy hydrocarbon, and 1njec-
tion of various additives through the horizontal wells to
assist 1 production from a separate well drilled into the
producing formation. Unfortunately, this method requires
the actual drilling of a potentially large number of wells for
production from a single well, with the attendant increase in
cost of labor and equipment, and results 1n large amounts of
potentially expensive additives being injected through the
horizontal wells.

“Hufl and puil” or cyclic pressurizing and production
techniques are also known wherein a well 1s pressurized for
a period, and then allowed to produce. This method can
provide some enhanced production for certain wells. How-
ever, with particularly heavy hydrocarbons, this technique
leaves much room for improvement.

In SPE paper No. 23452, a process for the in-situ upgrad-
ing of heavy oils and bitumen by propane deasphalting is
proposed. This process utilizes two parallel horizontal wells,
as reported 1n the Steam Assisted Gravity Drainage process
(SAGD), but with the steam chamber being replaced by a
chamber containing hydrocarbon vapor near 1ts dew point.
In this process, cold propane 1s continuously injected for the
top horizontal well and the upgraded heavy oil/solvent blend
1s produced from the bottom well. The heavy o1l 1s upgraded
in terms of permanent viscosity reduction via solvent deas-
phalting.

Gupta and Gittins (Conference paper No. 2005-190 pre-
sented at Canadian International Petroleum Conterence, Jun.
7-9, 2005, Calgary, Alberta) reported the field testing of a
solvent aided process which involves the co-injection of a
hydrocarbon solvent and steam during SAGD operation.
The authors observed increases up to one degree of the API
gravity of the produced oil.

In U.S. Pat. No. 6,883,607, a process for the recovery of
hydrocarbons 1s disclosed which involves the use of warm
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2

solvents to extract heavy o1l from o1l bearing formation. The
solvent 1s continuously injected downhole and placed into
the formation at a temperature and pressure suflicient for the
solvent to be 1n the vapor state and to condense on the
extraction surface. Then, a solvent-heavy o1l blend 1s pro-
duced and, after solvent separation and purification, 1t 1s
re-injected into the formation again. The patent further
discloses that the presence of the solvent 1n the heavy oil
leads to precipitation of asphaltenes which upgrades the
heavy o1l via improvements in the API and reduction of
metals and sulfur contents and Conradson carbon.

Another example 1s U.S. Pat. No. 6,405,799 which dis-
closes a process for 1n situ upgrading of a heavy hydrocar-
bon. The process includes the steps of (a) positioning a well
in a reservoir containing a heavy hydrocarbon having an
initial API gravity of less than or equal to about 8; (b)
injecting a light solvent into the well at reservoir conditions
to provide an upgraded hydrocarbon in the reservorr, the
upgraded hydrocarbon having an improved API gravity
greater than the mitial API gravity; and (¢) producing the
upgraded hydrocarbon from the well.

In the above mentioned prior art, the use of large amounts
ol solvent 1s required to precipitate asphaltenes downhole to
upgrade of the heavy oil, as measured by, for example, API
gravity increase and permanent viscosity reduction. Inde-
pendent of the type of process, for example, hull and pull
(discontinuous) or continuous solvent 1njection such as used
in a variation of SAGD, the solvent to produced-heavy o1l
ratios used 1n the field are 1n the range of from about 0.5 to
about 10 volume per volume (v/v). These high solvent-to-
heavy-oil ratios not only increase the operating expenses of
the process due to the need of high solvent inventories but
also increase the capital costs due to larger size surface
facilities for solvent separation, purification and recycling.
Additionally, due to loss of 1njected solvent to thiel zones
present 1n the reservoir, there 1s a need for solvent make-up
that further increases the operating costs of the downhole
upgrading processes.

As an alternative to the above techniques, to reduce the

solvent-to-o01l ratio (SVOR) and to generate cost savings,
U.S. Pat. No. 9,670,760 discloses the use of benzoyl per-
oxide (BP), 4-vinyl pyridine methacrylate, 4-vinyl phenol
methacrylate, poly(maleic anhydride), 1ron and nickel nan-
oparticles as asphaltene precipitants for heavy crude oils.
Initial experiments showed that BP provided an increase of
~21 wt. % 1n the asphaltene content for a 2500 ppm dosage
and 50° C. These results indicated that, at the same SvOR,
adding 1n small amounts (ppm) of an asphaltene precipitant
can increase the API gravity of the produced o1l by 5.4° API
and increase the amount of asphaltenes precipitated by
almost 5 wt. %. These results indicated that it 1s possible to
save between 30 to 350 vol. % of the solvent by using
asphaltene precipitant additives. However, all the asphaltene
precipitants tested are solids at room and reservoir tempera-
tures. Their use in the presence of the porous media 1s
limited to near the wellbore either 1n the presence of steam
or warm solvents. Therefore, unfortunately, little to no
penetration 1nto the formation and further away from the
injection wellbore 1s expected.

It would be desirable to provide improved processes for 1n
situ upgrading of heavy crude oils that can be carried out
with low operating and capital expenses 1n a simple and
cost-eflicient manner and at the same time extend into the

formation a significant distance.

SUMMARY

In general, in one aspect, the disclosure relates to a
process for in situ upgrading of a heavy hydrocarbon in a



US 10,975,291 B2

3

reservolr having an injection well and a production well, or
a well that 1s alternately operated as an 1njection well and a
production well. The process includes 1njecting into the
injection well 1in the reservoir one or more hydrocarbon
solvents and one or more asphaltene precipitant additives
comprising compounds having C—H, C—C and/or C—O
bonds that thermally crack to generate free radicals that are
predominantly in the vapor phase after injection into the
reservolr 1 any order at a ratio by volume of the solvent to
the heavy hydrocarbon of from 0.1:1 to about 20:1 under
reservoir conditions so as to provide a blend containing an
upgraded hydrocarbon, the one or more hydrocarbon sol-
vents and a remaining portion of the one or more asphaltene
precipitant additives, and precipitated asphaltenes, 1n the
reservoir. The upgraded hydrocarbon 1s produced from the
production well without the precipitated asphaltenes such
that the precipitated asphaltenes remain in the reservoir. The
one or more asphaltene precipitant additives include com-
pounds having C—H, C—C and/or C—O bonds that ther-
mally crack to generate free radicals that are predominantly
in the vapor phase after injection into the reservoir at an
injection site. The upgraded hydrocarbon, after separation
trom the hydrocarbon solvents and any significant amount of
asphaltene precipitant additives, has an API gravity greater
than an i1nitial API gravity of the heavy hydrocarbon, an
asphaltene content lower than an 1nitial asphaltene content
of the heavy hydrocarbon, and a viscosity lower than an
initial viscosity of the heavy hydrocarbon. The precipitated
asphaltenes are present 1n a higher amount than prior to the
injection of the one or more asphaltene precipitant additives.

In another aspect, the disclosure can generally relate to a
method for selecting an asphaltene precipitant additive for
use 1n a process for in situ upgrading of a heavy hydrocarbon
in a reservoir having an 1njection well and a production well,
or a well that 1s alternately operated as an injection well and
a production well. The method includes first determining
reservoir conditions for the reservoir including an initial
reservolr temperature, a reservoir pressure and an operating,
temperature. Next, a plurality of candidate additives 1s
identified for use as the asphaltene precipitant additive. The
plurality of candidate additives 1s a plurality of compounds
having C—H, C—C or C—O bonds that thermally crack at
the operating temperature to generate free radicals that are
predominantly in the vapor phase at the operating tempera-
ture. A weight percent asphaltenes precipitated from the
heavy hydrocarbon and a hydrocarbon solvent solution with
no asphaltene precipitant additive 1s determined. A weight
percent asphaltenes precipitated from the heavy hydrocar-
bon and the hydrocarbon solvent solution with each of the
plurality of candidate additives as identified 1s determined.
A percent increase of asphaltenes precipitated for each of the
plurality of candidate additives 1s calculated using the fol-
lowing equation:

Percent (%) increase of asphaltenes precipitated=
[(weight % asphaltenes precipitated with candi-
date additive-weight % asphaltenes precipitated
with no additive)/weight % asphaltenes precipi-
tated with no additive|x100.

Finally, the candidate additive giving the highest calculated
percent 1increase ol asphaltenes precipitated among the plu-
rality of candidate additives 1s selected for use as the
asphaltene precipitant additive.

BRIEF DESCRIPTION OF THE DRAWINGS

These and other objects, features and advantages of the
present invention will become better understood with refer-
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ence to the following description, appended claims and
accompanying drawings. The drawings are not considered
limiting of the scope of the appended claims. Reference
numerals designate like or corresponding, but not necessar-
1ly 1dentical, elements. The drawings illustrate only example
embodiments. The elements and features shown in the
drawings are not necessarily to scale, emphasis instead
being placed upon clearly illustrating the principles of the
example embodiments. Additionally, certain dimensions or
positionings may be exaggerated to help visually convey
such principles.

FIG. 1 1s a schematic diagram for the process for in situ
upgrading of a heavy hydrocarbon via solvent deasphalting
using asphaltene precipitant additives that travel in the gas
phase.

FIG. 2 1s a schematic diagram for the process for 1n situ
upgrading of a heavy hydrocarbon via solvent deasphalting
in the presence of steam using asphaltene precipitant addi-
tives that travel 1n the gas phase.

FIG. 3 1s a diagram for the process for 1n situ upgrading
of a heavy hydrocarbon via solvent deasphalting using a
SAGD and asphaltene precipitant additives that travel in the

gas phase.

FIG. 4 1s a diagram for the process for 1n situ upgrading,
of a heavy hydrocarbon via solvent deasphalting using a
stcam flooding and asphaltene precipitant additives that
travel in the gas phase.

FIG. 5 shows the percent of increment of asphaltene
content by using asphaltene precipitant additives at a dosage
of 500 ppm at 195° C.

FIG. 6 shows the percent of increment of asphaltene
contents by using di-isopropylether as an asphaltene pre-
cipitant additive at a dosage of 500 ppm at 195° C.

DETAILED DESCRIPTION

Embodiments of the present invention are directed to a
process for 1n situ upgrading of a heavy hydrocarbon includ-
ing mjecting one or more hydrocarbon solvents and one or
more asphaltene precipitant additives into a well 1n a reser-
volr 1 any order under reservoir conditions to provide an
upgraded hydrocarbon in the reservoir. The upgraded hydro-
carbon having an improved API gravity greater than the
initial API gravity, a reduction 1n the asphaltene content, and
a lower viscosity 1s then produced from the well. The
reservolr can contain a heavy hydrocarbon having an initial
API gravity of less than or equal to about 20, an n-heptane
asphaltene content as measured by the ASTM D-6560 of at
least about 1 wt. %, and a viscosity at 35° C. greater than
about 350 centistokes (cSt). In general, the heavy hydrocar-
bon 1s an asphaltene-containing liqud crude hydrocarbon.
Asphaltenes are a mixed solubility class of compounds as
opposed to a chemical class of compounds, are generally
solid or semi-solid 1n nature and include polynuclear aro-
matics present 1n the solution of smaller aromatics and resin
molecules, and are present 1n crude oils and heavy fractions
in varying quantities. Asphaltenes do not usually exist 1n all
condensates or light crude oils; however, they are present 1n
relatively large quantities in heavy crude oils and petroleum
fractions. Asphaltenes are insoluble components or fractions
and their concentrations are defined as the amount of
asphaltenes precipitated by addition of an n-paraflin solvent
to the feedstock which are completely soluble in aromatic
solvents, as prescribed in the Institute of Petroleum Method
IP-143. The heavy hydrocarbon can contain a heavy crude
o1l, an extra heavy crude o1l and/or bitumen.
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In one embodiment, the heavy hydrocarbon has an 1nitial
API gravity of from about 5 to about 20, an n-heptane
asphaltene content as measured by the ASTM D-6560 of at
least about 1 wt. % and up to about 15 wt. %, and a viscosity
at 35° C. greater than about 350 ¢St and up to about 100,000
cSt. In one embodiment, the heavy hydrocarbon has an
initial API gravity of from about 8 to about 20, an n-heptane
asphaltene content as measured by the ASTM D-63560 of at
least about 1 wt. % and up to about 10 wt. %, and a viscosity
at 35° C. greater than about 350 ¢St and up to about 70,000
viscosity measurements are determined herein according to

ASTM D445.

As disclosed 1in U.S. Pat. No. 9,670,760, the contents of
which are herein incorporated by reference, a process for in
situ upgrading of a heavy hydrocarbon 1n the presence of one
or more asphaltene precipitant additives 1s known. However,
all the asphaltene precipitants disclosed therein are solid at
room and reservolr temperatures and thus, no penetration
into the formation and away from the wellbore 1s expected
to occur 1n use. While penetration could be increased
slightly by 1increasing the injection rate or dilating the
reservoir, there 1s still a need for much greater penetration
into the reservoir. Described herein 1n embodiments,
asphaltene precipitant additives have been identified that
surprisingly enable far greater penetration into the formation
and away from the wellbore when 1injected with hydrocarbon
solvents 1nto the reservoir. This greatly improves the eco-
nomics of the 1n situ upgrading process.

The 1njection can be either mnto the njection well of a
reservolr having an injection well and a production well, or
into a well that 1s alternately operated as an injection well
and a production well. In one embodiment, the process for
in situ upgrading of a heavy hydrocarbon involves a cyclical
process, also referred to as cyclic steam 1njection, cyclic
steam 1njection or “huil and pull,” with a single well acting
as both imjection well and production well. It should be
understood that “injection well” refers to both wells that are
exclusively used for imjection and wells that alternate
between 1njection and production. It should be understood
that the number of 1mjection wells can vary.

It has been found that suitable asphaltene precipitant
additives are compounds having C—H, C—C and/or C—O
bonds that thermally crack to generate free radicals that are
predominantly in the vapor phase after injection into the
reservolr under reservoir conditions. By “free radical” 1s
meant a very reactive chemical species having a single
unpaired electron and a singly occupied orbital. Free radicals
can be stabilized through donation of electrons from nearby
compounds. Free radical stability increases in the following
order: methyl<primary<secondary<tertiary<benzyl. By
“predominantly 1n the vapor phase’ 1s meant that more than
50 wt. %, even more than 75 wt. %, even more than 90 wt.
%, of the free radicals 1s 1n the vapor phase.

Reservoir conditions can include, by way of example, an
initial temperature prior to any heated, e.g., steam, 1injection
of between about 5° C. and about 140° C., even between
about 40° C. and about 140° C., and a pressure of between
about 250 psia and about 2500 psia. The temperature 1s one
at which the asphaltene precipitant cracks and forms a free
radical. The hydrocarbon solvents and asphaltene precipitant
additives can be injected into the injection well at tempera-
tures greater than the initial reservoir temperature.

In one embodiment, the one or more asphaltene precipi-
tant additives 1s a compound selected from ethers, alcohols
and hydrocarbons, and combinations thereof. In one
embodiment, the one or more asphaltene precipitant addi-
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tives further includes a water-soluble compound, e.g.,
hydrogen peroxide, mixed with the ether, alcohol and/or
hydrocarbons.

Suitable ethers are selected from symmetrical ethers,
asymmetrical ethers, and combinations thereol. More par-
ticularly, the ethers can be selected from dimethylether,
diethylether, di-n-propylether, diisopropylether, dibutyle-
ther, di-n-butylether, diisobutylether, di-tert-butylether,
methylethylether, methylpropylether, methylbutylether,
methyl-tert-butylether, ethylpropylether, ethylbutylether,
propylbutylether, and combinations thereof.

Suitable alcohols are selected from n-propanol, 1sopropa-
nol, 2-phenyl-2-propanol, allyl alcohol, butanol, 1sobutanol,
tert-butanol, benzyl alcohol, and combinations thereof.

Suitable hydrocarbons are selected from bibenzyl, naph-
thalene, methyl naphthalene, ethyl naphthalene, propyl
naphthalene, tetralin, 1,2-dihydronaphthalene, 1,4-dihy-
dronaphthalene, cumene, and combinations thereof.

In one embodiment, the one or more asphaltene precipi-
tant additives comprises a compound selected from diethy-
lether, diisopropylether, 1sopropanol, allyl alcohol, bibenzyl,
methyl naphthalene, tetralin, and combinations thereof.

In one embodiment, the one or more asphaltene precipi-
tant additives includes a mixture selected from mixtures of
hydrogen peroxide and a co-solvent e.g. acetone, mixtures
of hydrogen peroxide and 1sopropanol, mixtures of hydro-
gen peroxide and methyl-tert-butylether, mixtures of hydro-
gen peroxide and tert-butanol, and combinations thereof.

In one embodiment, the asphaltene precipitant additives
travel from the injection site in the reservoir 1 the vapor
phase after mjection 1s at least 10 meters, even at least 30
meters, and even at least 70 meters, thus penetrating farther
into the formation than previously known and greatly
enhancing production.

In one embodiment, the asphaltene precipitant additives
have a vaporization temperature of at least the 1nitial reser-
volr temperature in the reservoir. It 1s noted that vaporization
temperature 1s a phase transition from liquid phase to gas
phase that varies with pressure. One of ordinary skill 1n the
art would be able to predict the vaporization temperature
using for instance the well-known Antoine equation which
describes the relation between vapor pressure and tempera-
ture for compounds.

In addition, the one or more hydrocarbon solvents and one
or more asphaltene precipitant additives are injected into the
well for a suthicient period to produce the upgraded hydro-
carbon, ¢.g., a period of at least about 1 hour, or at least
about 1 day, e.g., from 1 hour up to 24 hours.

In one embodiment, referring to FIG. 1, a volume of
hydrocarbon solvent(s) 10, optionally heated, and one or
more asphaltene precipitant additives 12 are provided and
injected into an injection well from a manifold or tree 13 1n
a producing reservoir 14 1n any order at a desired ratio of
solvent to heavy hydrocarbon. In one embodiment, the
asphaltene precipitant additives 12 and the one or more
hydrocarbon solvents 10 are mjected at a ratio by volume of
the solvent to the heavy hydrocarbon of from 0.1:1 to about
20:1. The ratio of the solvent to o1l 1s expressed herein as
volume/volume (v/v). In one embodiment, the one or more
hydrocarbon solvents are injected at a ratio by volume of the
solvent to the heavy hydrocarbon of about 0.5:1 to about 4:1.

The one or more asphaltene precipitant additives are
injected into the heavy hydrocarbon at a ratio by weight of
the one or more asphaltene precipitant additives to the one
or more hydrocarbon solvents of at least from about 10
ppm:1 to about 100,000 ppm:1, even from about 10 ppm:1
to about 10,000 ppm:1. For the purposes of this application,
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the ratio of precipitant additive/solvent 1s measured as
weight/weight, 1.e. milligrams/kilograms 1n the laboratory.
In the field, the ratio may be expressed as kilogram/1000 Ton
(1000 kilograms). In one embodiment, the one or more
asphaltene precipitant additives are ijected mto the heavy
hydrocarbon at a weight ratio of the one or more asphaltene
precipitant additives to the one or more light solvents of
from about 350 ppm:1 to about 1000 ppm:1.

In one embodiment, the downhole 1njection can be carried
out using conventional pumps used 1n petroleum field appli-
cations. This process can be accomplished 1n huft-and-puil
(discontinuous) or 1n a continuous fashion. Advantageously,
the 1njection into the injection well of the one or more
hydrocarbon solvents and/or and one or more asphaltene
precipitant additives 1s at a pressure suiliciently high to
create fractures and/or dilate the reservoir, thereby increas-
ing penetration mto the reservoir at vapor conditions, yet
sufliciently low to prevent breaching a caprock over the
reservotr.

As shown, the solvent and the asphaltene precipitant
additive are injected into the reservoir 14 to induce 1n situ
asphaltene precipitation at reservoir conditions to increase
o1l production rates. In some embodiments, the upgraded o1l
has a minimum of 16 API vs. an original of about 8 API, and
two- to three-fold reduction of viscosity making it trans-
portable using pipelines (e.g., a viscosity of about 350 ¢St at
35° C.) without the need for expensive surface upgrader
tacilities. The upgraded o1l has a lower content of contami-
nants (e.g., sulfur, vanadium and nickel) and a higher
content of distillable material 1n comparison with the origi-
nal crude oil.

A blend containing an upgraded hydrocarbon, the one or
more hydrocarbon solvents and a remaining portion of the
one or more asphaltene precipitant additives, and precipi-
tated asphaltenes, are formed 1n the reservoir. The precipi-
tated asphaltenes are present in the reservoir i a higher
amount, e¢.g. at least 5 wt. % higher, than prior to the
injection of the one or more asphaltene precipitant additives.
Following a desired injection time, the production well 1s
then operated at production conditions, 1.€., reservoir con-
ditions, to produce a volume 16 of the blend containing the
upgraded hydrocarbon o1l, hydrocarbon solvent and portion
of the asphaltene precipitant additives remaining after the
formation of the precipitated asphaltenes. The blend can
turther contain produced water and gas. The produced
volume 16, 1.¢. the blend, 1s separated in a topsides facility,
¢.g., a separator, to provide a final produced upgraded
hydrocarbon o1l product 18 having the desired improved
characteristics and a recovered hydrocarbon solvent portion
20 which can be recycled for use 1n the initial 1njection step
as desired. The produced water can also be separated as
stream 17. The remaining portion of the asphaltene precipi-
tant additives can also be removed with the hydrocarbon
solvent. The final produced upgraded hydrocarbon product
18 can contain less than 100 ppm of the one or more
asphaltene precipitant additives. This advantageously avoids
the need for additional wells, be they horizontal wells or
otherwise, and serves to minimize the amount of solvent or
other additive injection, and provides for ease 1n recovery
and recycling of same. Thus, the process of the present
invention 1s advantageous in terms of cost of equipment, raw
materials and labor. Furthermore, the process of the present
invention advantageously provides for upgrading and pro-
duction of heavy hydrocarbons which cannot otherwise be
economically produced. The upgraded hydrocarbon o1l
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product 18 1s produced without the precipitated asphaltenes
such that the precipitated asphaltenes remain in the reservoir
14.

The one or more hydrocarbon solvents for use i1n the
process of the present invention contain one or more C,-C,
hydrocarbon solvents. Examples of such solvents include
methane, ethane, propane, butane, pentane or any other
parailin, cycloparathn or mixture of thereof. In addition, the
hydrocarbon solvents can also contain C,-C,, fractions.
Additionally, cycloparaflins such as cyclo-pentane, cyclo-
hexane and mixtures thereof can also be used 1 embodi-
ments of the present invention. The solvent can induce
asphaltene precipitation at subsurface conditions, 1.e., pres-
sure of greater than 100 psi1 and temperatures greater than
50° C. Naphtha or any other high paratlin or cycloparailin
content reflnery stream 1s also a suitable solvent. The
volume and type of solvent injected depends on the reservoir
condition, asphaltene content and amount of o1l to be
produced.

The wells positioned in the reservoir 14 are well known
and can include, by way of example, vertical, horizontal,
slanted wells or multilateral wells having multiple lateral
wells connected to a main wellbore.

In one embodiment, as shown 1n FIG. 2, similar to the
process shown in FIG. 1, the process for 1n situ upgrading of
a heavy hydrocarbon further involves injecting steam 22
with the hydrocarbon solvent(s) 10 and the asphaltene
precipitant additive(s) 12 from a manifold or tree 13 into a
horizontal well 1n a SAGD configuration 1n a reservoir 14
containing the heavy hydrocarbon 1n any order under res-
ervoir conditions to provide an upgraded hydrocarbon 1n the
reservoir. Produced water 17 produced from the reservoir
can optionally provide the water to form the steam 22.
Likewise, produced gas 19 produced from the reservoir can
optionally be used as fuel to generate the steam 22.

In one embodiment, the heavy hydrocarbon has an initial
API gravity of less than or equal to about 20, an n-heptane
asphaltene content as measured by the ASTM D-6560 of at
least about 1 wt. %, and a viscosity at 35° C. greater than
about 350 centistokes (cSt). In one embodiment, o1l with a
lower wviscosity 1s produced. In one embodiment, the
upgraded o1l 18 has an improved API gravity greater than the
initial API gravity and a reduction in asphaltene content. In
one embodiment, steam 22 1s 1njected at a temperature of
from the initial reservoir temperature to 300° C. into the
injection well with the one or more hydrocarbon solvents 10
and the one or more asphaltene precipitant additives 12 1n
any order. The one or more asphaltene precipitant additives
will then condense with the steam in the reservoir 14.

In one embodiment, the hydrocarbon solvent(s) 10 are
first 1injected into the heavy hydrocarbon and then the one or
more asphaltene precipitant additives 12 are mjected into the
mixture of hydrocarbon solvent(s) and heavy hydrocarbon.
In another embodiment, the one or more asphaltene precipi-
tant additives 12 are first injected mto the heavy hydrocar-
bon and then the one or more hydrocarbon solvents 10 are
injected 1nto the mixture of the one or more asphaltene
precipitant additives and heavy hydrocarbon. In yet another
embodiment, the one or more asphaltene precipitant addi-
tives 12 and one or more hydrocarbon solvents 10 are
injected simultaneously into the heavy hydrocarbon. In yet
another embodiment, the one or more asphaltene precipitant
additives 12 are added either to the hydrocarbon solvent 10
first or directly to the steam/solvent mixture.

In a SAGD well configuration, there 1s a top horizontal
injection well (also referred to as an 1njector) and a parallel
bottom horizontal production well (also referred to as a
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producer). In a standard SAGD configuration, referring to
FIG. 3, the horizontal production well 24 1s drilled into the
o1l reservoir 14 penetrating the surface of the earth 25 and
overburden materials 26. The reservoir 14 1s bounded on the
top and bottom by one surtace, the bottom of the overburden
26, and by another surface, the top of the understratum 27.
Above the o1l reservoir 14 1s the overburden 26, which 1s of
any one or more of shale, rock, sand layers, and aquifers.
The horizontal injection well 28, typically aligned vertically
between 5 and 10 meters above the production well 24 1s
also drilled into the reservoir 14. In one embodiment, steam,
solvent and the asphaltene precipitant additive(s) are
injected 1nto the reservoir 14 through the manifold or tree 13
into the imjection well 28 and flow 1nto the steam depletion
chamber 30. In substantially vapor form, steam, solvent and
the asphaltene precipitant additive(s) flow to the edges 31 of
the chamber 30, condense at approximately the same loca-
tion, and deliver their latent heat to the tar sand within the
reservolr. When the solvent and the asphaltene precipitant
additive(s) contact the heavy o1l, the asphaltene precipitation
takes place. As reservorr fluids 32, also referred to herein as
the blend, including upgraded hydrocarbons, hydrocarbon
solvent, any remaining portion of asphaltene precipitant
additive and produced water, are produced to the surface
with the production well 24, the steam chamber 30 expands
turther into the o1l reservoir 14. The injected steam acts to
deliver both heat and pressure to the reservoir 14. After the
o1l 1n the reservoir 1s heated, 1ts viscosity falls, 1t becomes
more mobile, and 1t flows under gravity to the production
well 24, as 1n conventional SAGD. The asphaltene precipi-
tant additive(s) advantageously allow the combined steam
and solvent to travel at least 10 meters, even at least 30
meters, and even at least 70 meters from the 1njection well
28, thus enhancing production. As in previously discussed
embodiments, at a topsides {facility (not shown), the
upgraded hydrocarbons, hydrocarbon solvent, any remain-
ing portion of asphaltene precipitant additive and produced
water are separated to form the final upgraded hydrocarbon
product. As 1n previously discussed embodiments, precipi-
tated asphaltenes are formed 1n the reservoir 14 and remain
in the reservorr, 1.e., they are not produced to the surface

with the produced fluids.

In one embodiment, as shown in FIG. 4, the process for
in situ upgrading of a heavy hydrocarbon utilizes spaced
vertical wells. As shown, steam, solvent and the asphaltene
precipitant additive(s) are injected into the reservoir 14
through the injection well 28 and flow horizontally toward
the production well 24. Again, the reservoir 14 1s bounded
on the top and bottom by one surface, the bottom of the
overburden 26, and by another surface, the top of the
understratum 27. The vertical mnjection well 28 1s typically
spaced at least 10 meters from the production well 24. Using
the asphaltene precipitant additive(s) 12 as disclosed herein,
the steam, solvent and asphaltene precipitant additive(s)
travel at least 10 meters i the vapor phase within the
reservolr 14.

In one embodiment, once the final upgraded hydrocarbon
product has been produced, the upgraded hydrocarbon can
first be transported by way of, for example, a pipeline, and
then further transported by another transportation carrier to
a desired location such as a refinery for turther processing.
For example, the upgraded hydrocarbon can be transported
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through a pipeline to a ship terminal where the upgraded
hydrocarbon 1s then further transported on a ship to a desired
refinery.

In one embodiment, a method for selecting an asphaltene
precipitant additive for use 1n a process for in situ upgrading
of a heavy hydrocarbon 1n a reservoir having an injection
well and a production well 1s provided. The method includes
first determining reservoir conditions for the reservoir
including an 1nitial reservoir temperature, a reservolr pres-
sure and an operating temperature. The operating tempera-
ture may be the imitial reservoir temperature or a steam
temperature up to 300° C. Next, a plurality of candidate
additives 1s 1dentified for use as the asphaltene precipitant
additive. The plurality of candidate additives 1s a plurality of

compounds having C—H, C—C or C—O bonds that ther-

mally crack at the operating temperature to generate free
radicals that are in the vapor phase at the operating tem-
perature. A weight percent asphaltenes precipitated from the
heavy hydrocarbon and a hydrocarbon solvent solution with
no asphaltene precipitant additive 1s determined. A weight
percent asphaltenes precipitated from the heavy hydrocar-
bon and the hydrocarbon solvent solution with each of the
plurality of candidate additives as 1dentified 1s determined.
A percent increase of asphaltenes precipitated for each of the
plurality of candidate additives 1s calculated using the fol-
lowing equation:

Percent (%) increase of asphaltenes precipitated=
[(weight % asphaltenes precipitated with candi-
date additive-weight % asphaltenes precipitated
with no additive)/weight % asphaltenes precipi-
tated with no additive]x100.

Finally, the candidate additive giving the highest calcu-
lated percent increase of asphaltenes precipitated among the
plurality of candidate additives 1s selected for use as the
asphaltene precipitant additive. In one embodiment, each of
the plurality of compounds has a condensation temperature,
calculated at a partial pressure to steam near a vapor-oil
interface, 1.e., 31 in FIG. 3, in the reservoir, of at least the
reservoir temperature. This embodiment provides the ability
to maintain asphaltene precipitant activity at process oper-
ating temperatures and the ability to condense at or near the
gas-01l 1interface. The concentration of solvent and additive
should be selected to have a partial pressure in the steam
allowing 1t to condense at or near the steam-oil interface.
Emulsifiers or other surface-active chemicals can be further
injected to allow the solvent and precipitant to be carried to
the gas-o1l interface and deposited at the desired solvent-
precipitant ratio.

EXAMPLES

The following non-limiting examples are illustrative of
embodiments of the present invention.

Example 1

0.1 gram of Venezuelan Crude Oil-1 (7.7° API) was
dissolved 1n 10 mL of toluene. This solution was analyzed
for asphaltene content using the on-column filtration method
reported 1n the literature according to Rogel et al., Energy &
Fuel, 23, 4515-4521 (2009) at 195° C. Next, 500 ppm of
different potential asphaltene precipitant additives was
added and the samples were analyzed for asphaltene content
(wt. %) using the same methodology as before at 195° C.
The results are shown below 1n Table 1.
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TABLE 1

wt. % Vaporization Point (° C.)
Additive Asphaltenes at 1 atm
Comparison (No additives) 14% —
Hydrogen peroxide (H-,05) 20% 114
Diethyl ether 18% 35
Di-1sopropyl ether 22% 69
Isopropanol 18% 83
2-Phenyl-2-Propanol 16% 202
Ally Alcohol 19% 97
Benzyl Alcohol 15% 208
Bibenzyl 22% 255
Methylnaphthalene 19% 240
Tetralin 19% 207
Cumene 15% 152

As can be seen from Table 1, the use of 500 ppm of
asphaltene precipitant additives increases the asphaltene
content as determined by the on-column filtration technique.
The asphaltene precipitant additives have vaporization
points lower than 300° C. Thus, during downhole injection,
these additives can travel with steam 1n the vapor phase at
up to 300° C. to penetrate deeper, 1.¢., greater than 10 m, 1nto
the reservorr.

The percent increase of the asphaltenes can be calculated
using the following equation:

% Increase asphaltenes precipitated=(wt. %
asphaltenes precipitated with additive—wt. %
asphaltenes precipitated with no additive)/wt. %
asphaltenes precipitated with no additive]x100

As can be seen 1n the results shown in FIG. 5, the addition
ol asphaltene precipitant additives increased the amount of
asphaltenes present to varying degrees. In descending order,
biphenyl, di-isopropylether, hydrogen peroxide, benzoyl
peroxide, methyl naphthalene, tetralin, allyl alcohol, 1sopro-
panol and diethylether are shown to be eflective asphaltene
precipitants with percent increases of the asphaltenes 1n the
30-39% wt./wt. range. As described herein, the asphaltene
precipitant additives can be added downhole to increase the
amount of asphaltenes precipitated and to reduce the amount
of solvent needed for the production and transportation of
heavy hydrocarbons.

Example 2

Following the same methodology as Example 1, 100 ppm,
500 ppm, 1000 ppm, and 2000 ppm of di-isopropylether
were used as asphaltene precipitant additives in the Venezu-
elan Crude. As can be seen 1n the results shown in FIG. 6,
up to 83% increase of asphaltene content was obtained.

Without wishing to be bound by theory, 1t 1s believed that,
at high temperature, the asphaltene precipitant additives
cvaluated generate free radical species. As an example, the
thermal-initiated homolytic cleavage reaction of one of the
C—O bonds of the di-1sopropyl ether 1s shown below:

(CH;),C—0—C(CH;);—=(CH;);C.+{CH;),C—0O.

This reaction leads to the generation of 1sopropyl
((CH,);C.) and 1sopropoxy ((CH,),C—0.) radicals. In turn,
these free radical species react with the asphaltenes and
maltenes present 1n the heavy crude o1l to yield higher
asphaltenes content than found 1n the original crude oil.

It will be understood that various modifications may be
made to the embodiments disclosed herein. Therefore, the
above description should not be construed as limiting, but
merely as exemplifications of preferred embodiments. For
example, the functions described above and implemented as
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the best mode for operating the present invention are for
illustration purposes only. Other arrangements and methods
may be mmplemented by those skilled i the art without
departing from the scope and spirit of this mnvention. More-
over, those skilled 1n the art will envision other modifica-
tions within the scope and spirit of the claims appended
hereto.

For the purposes of this specification and appended
claims, unless otherwise indicated, all numbers expressing
quantities, percentages or proportions, and other numerical
values used 1n the specification and claims are to be under-
stood as being modified 1n all instances by the term “about.”
Accordingly, unless indicated to the contrary, the numerical
parameters set forth in the following specification and
attached claims are approximations that can vary depending
upon the desired properties sought to be obtained by the
present mvention. It 1s noted that, as used 1n this specifica-
tion and the appended claims, the singular forms “a,” “an,”
and “the,” include plural references unless expressly and
unequivocally limited to one referent.

Unless otherwise specified, the recitation of a genus of
clements, materials or other components, from which an
individual component or mixture of components can be
selected, 1s mntended to include all possible sub-generic
combinations of the listed components and mixtures thereof.
Also, “comprise,” “include™ and its variants, are intended to
be non-limiting, such that recitation of items 1n a list 1s not
to the exclusion of other like items that may also be usetul
in the materials, compositions, methods and systems of this

invention.

What 1s claimed 1s:

1. A process for in situ upgrading of a heavy hydrocarbon
in a reservoir having an injection well and a production well,
or a well that 1s alternately operated as an injection well and
a production well, the process comprising:

a. 1njecting into the mjection well 1n the reservoir one or
more hydrocarbon solvents and one or more asphaltene
precipitant additives comprising compounds having
C—H, C—C and/or C—O bonds that thermally crack
to generate Iree radicals 1n a vapor phase after injection
into the reservoir at an injection site 1n any order at a
ratio by volume of solvent injected to heavy hydrocar-
bon produced of from 0.1:1 to about 20:1 under reser-
volr conditions so as to form in the reservoir a blend
containing an upgraded hydrocarbon, the one or more
hydrocarbon solvents and a remaining portion of the
one or more asphaltene precipitant additives, and pre-
cipitated asphaltenes such that the precipitated
asphaltenes are present in the reservoir in a higher
amount than prior to the injection of the one or more
asphaltene precipitant additives;

wherein the upgraded hydrocarbon has an API gravity
greater than an 1nitial API gravity of the heavy hydro-
carbon, an asphaltene content lower than an 1nitial
asphaltene content of the heavy hydrocarbon, and a
viscosity lower than an initial viscosity of the heavy
hydrocarbon; and

wherein more than 50 wt. % of the generated free radicals
are 1n the vapor phase and wherein the one or more
asphaltene precipitant additives comprise:

1. ethers selected from the group consisting of dimethy-
lether, diethylether, di-n-propylether, di-1sopropyl-
cther, dibutylether, di-n-butylether, diisobutylether,
di-tert-butylether, methylethylether, methylpropyl-
cther, methylbutylether, methyl-tert-butylether, eth-
ylpropylether, ethylbutylether, and propylbutylether;
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11. alcohols selected from the group consisting of n-pro-
panol, 1sopropanol, 2-phenyl-2-propanol, allyl alco-
hol, butanol, isobutanol, tert-butanol, and benzyl
alcohol;

111. hydrocarbons selected from the group consisting of >

bibenzyl, naphthalene, methyl naphthalene, ethyl
naphthalene, propyl naphthalene, tetralin, 1,2-dihy-
dronaphthalene, and 1,4-dihydronaphthalene;

1v. or any combination thereof;

b. producing from the production well the blend without
the precipitated asphaltenes such that the precipitated
asphaltenes remain 1n the reservoir; and

c. separating the blend into the upgraded hydrocarbon, the
one or more hydrocarbon solvents and the remaining
portion of the one or more asphaltene precipitant addi-
tives.

2. The process of claim 1 wherein the reservoir conditions
comprise an 1nitial reservoir temperature of from about 5° C.
to about 140° C. and a reservoir pressure of from about 250
psia to about 2500 psia, and the hydrocarbon solvents are
injected into the imjection well at temperatures equal to or
greater than the 1nitial reservoir temperature.

3. The process of claim 2 further comprising 1njecting,
steam at a temperature of from the initial reservoir tempera-
ture up to 300° C. to the ijection well with the one or
more hydrocarbon solvents and the one or more asphaltene
precipitant additives 1 any order; wherein the one or more
asphaltene precipitant additives condense with the steam 1n
the reservotr.

4. The process of claiam 1 wherein the one or more
asphaltene precipitant additives are injected into the reser-
voir at a ratio by weight of the one or more asphaltene
precipitant additives to the one or more hydrocarbon sol-
vents of from about 10 ppm:1 to about 100,000 ppm:1.

5. The process of claim 1 wherein the 1itial API gravity
of the heavy hydrocarbon 1s less than or equal to about 20,
an 1nitial n-heptane asphaltene content of the heavy hydro-
carbon as measured by the ASTM D-6560 1s at least about
1 wt. %, and the 1mitial viscosity of the heavy hydrocarbon
1s greater than about 350 ¢St at 35° C.

6. The process of claim 1 wherein the distance the free
radicals travel from the injection site 1n the reservoir in the
vapor phase after injection 1s at least 10 meters.

7. The process of claam 1 wherein the one or more
asphaltene precipitant additives further comprises hydrogen
peroxide.

8. The process of claiam 1 wherein the one or more
asphaltene precipitant additives comprises a compound
selected from the group consisting of diethylether, di-1so-
propylether, 1sopropanol, allyl alcohol, bibenzyl, methyl
naphthalene, tetralin, and combinations thereof.

9. The process of claam 1 wherein the one or more
asphaltene precipitant additives comprises a mixture
selected from the group consisting of mixtures of hydrogen
peroxide and acetone, mixtures of hydrogen peroxide and
1sopropanol, mixtures of hydrogen peroxide and methyl-tert-
butylether, mixtures of hydrogen peroxide and tert-butanol,
and combinations thereof.

10. The process of claim 1 wherein the one or more
hydrocarbon solvents are injected at a ratio by volume of the

solvent injected to the heavy hydrocarbon produced of about
0.5:1 to about 4:1.
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11. The process according to claim 1, wherein the one or
more hydrocarbon solvents include a C,-C,, hydrocarbon
solvent.

12. The process according to claim 1, wherein the pre-
cipitated asphaltenes are present in the reservoir i an
amount at least 5 wt. % higher than prior to the injection of
the one or more asphaltene precipitant additives.

13. The process of claim 1 wherein the 1njecting into the
injection well one or more hydrocarbon solvents and the one
or more asphaltene precipitant additives 1s at a pressure
suiliciently high to create fractures and/or dilate the reser-
volr, thereby increasing penetration into the reservoir at
vapor conditions, and sufliciently low to prevent breaching
a caprock over the reservorr.

14. A method for selecting an asphaltene precipitant
additive for use 1n a process for 1n situ upgrading of a heavy
hydrocarbon in a reservoir having an injection well and a
production well, or a well that 1s alternately operated as an
injection well and a production well, the method compris-
ng:

a. determining reservoir conditions for the reservoir
including an initial reservoir temperature, a reservolr
pressure and an operating temperature;

b. identitying as a plurality of candidate additives for use
as the asphaltene precipitant additive a plurality of
compounds having C—H, C—C and/or C—O bonds
that thermally crack at the operating temperature to
generate free radicals 1n a vapor phase at the operating,
temperature; wherein more than 50 wt. % of the gen-
crated free radicals are in the vapor phase at the
operating temperature;

c. determining a weight percent asphaltenes precipitated
from the heavy hydrocarbon and a hydrocarbon solvent
solution with no asphaltene precipitant additive;

d. determining a weight percent asphaltenes precipitated
from the heavy hydrocarbon and the hydrocarbon sol-
vent solution with each of the plurality of candidate
additives as 1dentified 1n step (b);

¢. calculating a percent increase of asphaltenes precipi-
tated for each of the plurality of candidate additives
using the following equation:

percent increase of asphaltenes precipitated=[(weight
percent asphaltenes precipitated with candidate
additive—welght percent asphaltenes precipitated
with no additive)/weight percent asphaltenes
precipitated with no additive]x100;

f. selecting for use as the asphaltene precipitant additive
the candidate additive giving the highest percent
increase of asphaltenes precipitated as calculated 1n
step (€) among the plurality of candidate additives; and

G. 1njecting the candidate additive selected 1n step (1) into
the injection well 1n the reservorr.

15. The method of claim 14 wherein the operating tem-

perature 1s the 1nitial reservoir temperature.

16. The method of claim 14 wherein the operating tem-
perature 1s a steam temperature up to 300° C.

17. The method of claim 14 wherein each of the plurality
of compounds has a condensation temperature, calculated at
a partial pressure to steam near a vapor-oil interface in the
reservolr, ol at least the reservoir temperature.

18. A process for 1n situ upgrading of a heavy hydrocar-
bon 1n a reservoir, the process comprising:

injecting to an injection well 1n the reservoir one or
more hydrocarbon solvents and one or more asphaltene
precipitant additives comprising compounds having
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C—H, C—C and/or C—O bonds that thermally crack
to generate free radicals 1in a vapor phase after injection
into the reservoir at an injection site 1n any order at a
ratio by volume of solvent injected to heavy hydrocar-
bon produced of from 0.1:1 to about 20:1 under reser-
volr conditions so as to form 1n the reservoir a blend
containing an upgraded hydrocarbon; wherein more
than 50 wt. % of the generated free radicals are 1n the
vapor phase; and wherein the one or more asphaltene
precipitant additives comprise:

1. ethers selected from the group consisting of dimethy-
lether, diethylether, di-n-propylether, di-1sopropyl-
cther, dibutylether, di-n-butylether, diisobutylether,
di-tert-butylether, methylethylether, methylpropyl-
cther, methylbutylether, methyl-tert-butylether, eth-
ylpropylether, ethylbutylether, and propylbutylether;

11. alcohols selected from the group consisting of n-pro-
panol, 1sopropanol, 2-phenyl-2-propanol, allyl alco-
hol, butanol, isobutanol, tert-butanol, and benzyl
alcohol;
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111. hydrocarbons selected from the group consisting of
bibenzyl, naphthalene, methyl naphthalene, ethyl
naphthalene, propyl naphthalene, tetralin, 1,2-dihy-
dronaphthalene, and 1,4-dihydronaphthalene;

1v. or any combination thereof.

19. The process of claim 18 further comprising 1njecting
steam at a temperature of from an 1nitial reservoir tempera-
ture up to 300° C. into the injection well with the one or
more hydrocarbon solvents and the one or more asphaltene
precipitant additives in any order; wherein the one or more
asphaltene precipitant additives condense with the steam 1n
the reservorr.

20. The process of claim 18 wherein the one or more
asphaltene precipitant additives are injected into the reser-
voir at a ratio by weight of the one or more asphaltene
precipitant additives to the one or more hydrocarbon sol-
vents of from about 10 ppm:1 to about 100,000 ppm:1.

21. The process of claim 18 wherein the one or more
asphaltene precipitant additives further comprises hydrogen
peroxide.
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